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OFFICE OF

Mr. G.L. McCallister PREVENTION, PESTICIDES AND
Director, Regulatory Affairs TOXIC SUBSTANCES
Hercules Incorporated

Research Center

500 Hercules Road

Wilmington, DE 19808-1599

Dear Mr. McCallister:

Thank you for your letter dated January 16, 2006, to Diane Sheridan, U. S.
Environmental Protection Agency (EPA), regarding EPA’s High Production Volume (HPV)
Challenge Program.

In your letter, you answer four questions regarding the processing of acid chlorides,
tallow, hydrogenated (CASRN 68955-37-3) that were posed by EPA in a May 24, 2005, letter to
your company — Hercules Incorporated (Hercules). EPA asked these questions to aid us in
making a final determination concerning your request in a January 18, 2005, letter to withdraw
Hercules’ sponsorship of CASRN 68955-37-3 under the HPV Challenge Program. Hercules
asked to withdraw sponsorship of this chemical based on the contention that this substance
should not be subject to the Program since it had been incorrectly classified as an isolated
intermediate and mistakenly reported to the Inventory Update Rule (IUR). Based on all of the
information Hercules has provided, the Agency is now able to make a determination regarding
the classification of this chemical under the Toxic Substance Control Act (TSCA) and address
your company’s responsibility for CASRN 68955-37-3 under the HPV Challenge Program.

Based on the process description for CASRN 68955-37-3 provided by Hercules, EPA has
concluded that this chemical is more appropriately classified as a non-isolated intermediate under
TSCA (40 CFR §710.23) per your company’s manufacturing process. Therefore, this chemical
as processed by your company, as with all substances meeting the definition of a non-isolated
intermediate under TSCA, is not reportable to the IUR pursuant to 40 CFR §§710.30(c) and
730.50(c). In line with this determination, the Agency recommends that Hercules amend its past
TUR reporting records for this chemical.

In regards to Hercules’ request to withdraw its sponsorship of CASRN 68955-37-3 under
the HPV Challenge Program, any substance that is determined to be a “no longer HPV” chemical
is no longer subject to the HPV Challenge Program. EPA posted draft guidance on procedures
for removing “no longer HPV” chemicals from the scope of the HPV Challenge Program on its
Chemical Right-to-Know (ChemRTK) website (www.epa.gov/chemrtk) in March 1999,
According to this guidance, a chemical that has not been reported in HPV volume in the last two

Internet Address (URL) ¢ http://www.epa.gov
Recycled/Recyclable  Printed with Vegetable Oil Based Inks on Recycled Paper (Minimum 50% Postconsumer content)


http://www.epa.gov

Inventory Update Rule (IUR) reporting years (i.e., 1998 and 2002) and is not likely to become
HPV again is no longer considered an HPV chemical for purposes of the Program. Based on our
review, EPA has determined that CASRN 68955-37-3 does not meet the “no longer HPV”
criteria because it has been reported to the Inventory in the last two IUR reporting periods by
your company. However, should Hercules amend its IUR records as directed above to indicate
that it no longer reports this chemical, EPA will be able reevaluate the “no longer HPV”
designation for CASRN 68955-37-3 and release Hercules from any responsibility for the
substance under the HPV Challenge Program.

We will post your letter, accompanied by our reply, on the ChemRTK website as soon as
possible. Should you have any questions pertaining to this response, please contact Diane
Sheridan at (202) 564-8176. If you have general questions concerning the HPV Challenge
Program, please submit them through the ChemRTK website comment button or through the
TSCA Assistance Information Service (TSCA Hotline) at (202) 554-1404. The TSCA Hotline
can also be reached via email at tsca-hotline @epa.gov.

Sincerely,

-

J imﬁs, Director
C ical Control Division

cc: AR-201
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Hercules Incorporated
Research Center

500 Hercules Road
Wilmington, DE 19808-1599

{302) 995-3000
www.herc.com

January 16, 2006

Ms. Diane Sheridan

U.S. Environmental Protection Agency
EPA-East

Mail Code 7405M

1200 Pennsylvania Avenue, NW
Washington, DC 20460

Dear Ms. Sheridan,

This letter is in response to a letter which | received some months ago from Mr. Jim Willis
regarding our request to withdraw acid chiorides, tallow, hydrogenated, CASRN 68955-37-3 from the
~original HPV list. We have been in communication wnth EPA on thls issue since 2Q04 and | apologize

for the long delays in response P BT AR

, Mr. Wlllis latter to me is: enclosed as Atta,chment A‘ 1 wdlanswer each of hls questlons below in
the order glven on his letter.. Y 30 O ;,3.‘,'(,- N _ ,
LYk W Wiat Y

1. The fatty ead chlonde (FAQ) is traqsfe[red from xﬂ'lﬁ reactlon vessel viaa vacuum smhon
pump.. It is-an, electro-mechamcallu driven process-that-permits.separate of the top organic
layer from the bottpm @queous layer in,the reactor. There is na.mariual. mteractuon or
human expgsure; durlng thls step. All»matenals remaln m contlguous equment

TR O o o Co I .

2. The manufacturmg and tr.ansfe,r meces;ses all oceur wmm enc,lese;d ,conﬂguous x .
equlpment, The reactor vessels are.connected via, pipinglines and the transfer is driven
via pumps that are actlvated fram ,acentrqi rqqm The{e are.no humqn exposures durlng
this step R

3. Regarding hydrogenation: Hercules does not do the hydrogenation. The hydroge'n’ated
fatty acid is purchased as a raw material.

4. Regarding earlier 19989 and 2002 IUR reports: we questioned in 1998 (and before)
whether the FAC was an isolated intermediate as defined under TSCA. At that time, the
manufacturing process involved a longer holding time, presumably to effect better aqueous
organic layer separation.- It was thought that this might be considered as holding or storing
the intermediate material, Being unclear, a conservative judgement was. made to report
the material as an isolated intermediate. -The pracess:has been: improved since that time,
as well as our understanding of the process such that we no longer feel this is an isolated
intermediate.from-a TSCA perspective.  The FAC is indeed an intermediate, but it is an in-
process. mtermedlate that is neither isolated nor removed-from. contiguaus equipment in
that process. It is transferred from the first reactor.through. a continuous.process cleaner-.
into a temporary hold tank until the full FAC batch has been cleaned:, The cleaned-FAC.is
then pumped into the second reactor where the final product, an alkyl ketene dimer, is
manufactured. The residency time for the FAC in the temporary hold tank is <3 hours.

The entire mfg process is less that one 8-hr shift...Based on the process changes and- -
better understandmg of the process timing, we have judged that this FAC under the current
process is not-an isolated mtermed|ate by TSCA definition.

o . D UG rA TR e G QT s e 0T T
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Ms. Diane Sheridan -2 January 16, 2006
U.S. Environmental Protection Agency

| trust this has sufficiently answered your questions. Please contact me if you need any
additional information.

Sincerely,

G. L. McCallister

Director, Regulatory Affairs
Phone: (302) 995-3406

Fax: (302) 995-3445 FAX

GLM:clj
Attachment

2006!etters.doc/2-3



Attachment A

o T, UNITED STATES ENVIRONMENTAL PROTECTION AGENCY
m% WASHINGTON, D.C. 20460
%t ma‘f"'é‘P
MAY 24 205
OFFICE OF
PREVENTION, PESTICIDES AND

- TOXIC SUBSTANCES

Mr. G. L. McCallister

Director, Regulatory Affairs
Hercules Incorporated

Research Center

500 Hercules Road

Wilmington, Delaware 19808-1599

Dear Mr. McCallister:

Thank you for your letter of January 18, 2005 to Karen Hoffiman at the U.S.
Environmental Protection Agency (EPA) regardmg EPA’s High Production Volume (HPV)
Challenge Program.

Your lefter advises EPA that Hercules is withdrawing sponsorship of acid ch]orides,
tallow, hydrogenated (CAS No. 68955-37-3) based on the fact that it was incorrectly identified as
an isolated intermediate. Further, your letter states that this misidentification is sufficient to
delete the chemical from the HPV Challenge Program, and cites that testing of this material would
be moot and unnecessary given the health or environmental fate of this type of chemical. EPA
bas reviewed the supporting documentation that Hercules provided. Before a final determination
can be made, additional information/clarification on the manufacturing process is needed as

follows:

1. In Attachment 3, a detailed explanation on how the Fatty Acid Chloride (FAC)
intermediate is transferred to the “holdmg tank.” Is this a mechanical, gravitational

or manual process?

2. Are the manufacturing and transfer processes enclosed at all times with respect to
the FAC intermediate? !

3. The intermediate is identified as a hydrogenated substance, but the hydrogenation |
process is omitted in the discussion in Attachment 3. At which point is the
hydrogenation performed?

4. Why did the company report for this substance under the Inventory Update Rule
(IUR) in 1998 and 2002? Was any amount of this substance ever sold or was it all

consumed on site?

Intemet Address (URL) » hitp://www.epa.gov
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Please submit the additional information reqﬁested to Diane Sheridan, U.S. Environmental
Protection Agency, EPA East - Mail Code 7405M, 1200 Pennsylvania Avenue, N.W., Washington, DC

20460, or (sheridan diane@epa.gov) . The Agency will review the requested information and respond
accordingly.

We will post your letter, accompanied by our reply, on the ChemRTK website as soon as
possible. Should you have any questions pertaining to this response, please contact Diane Sheridan at
(202) 564-8176. 1f you have general questions concerning the HPV Challenge Program, please submit
them through the ChemRTK website (www.epa.gov/chemrtk) comment button or through the TSCA
Assistance Information Service (TSCA Hotline) at (202) 554-1404. The TSCA Hotline can also be

reached via email at tsca-hotline@epa.gov.

Sincerely,

»

Jim Ws, Director
Chemical Control Division

cc: AR-201

\NQORPORATED
HERCULES RENED
JUN 0/ 2005
EGULATORY AFEAIRS

RERND TOXICOLOGY


http:tsca-hotline@eDa.gov

n UNITED STATES ENVIRONMENTAL PROTECTION AGENCY
M% WASHINGTON, D.C. 20460
§
’%m«o‘ 201-15918
MAY 24 x05
' OFFICE OF
PREVENTION, PESTICIDES AND
TOXIC SUBSTANCES
Mr. G. L. McCallister '
Director, Regulatory Affairs
Hercules Incorporated 2
Research Center =
500 Hercules Road = 2R
ilmington, Delaware 19808-1599 ™ ]
(:")" :,’:
Dear Mr. McCallister: = :% l
Thank you for your letter of January 18, 2005 to Karen Hoffman at the U.S. 3
Environmental Protection Agency (EPA) regarding EPA’s High Production Volume (HPV) L\
Challenge Program.

Your letter advises EPA that Hercules is withdrawing sponsorship of acid chlorides,
tallow, hydrogenated (CAS No. 68955-37-3) based on the fact that it was incorrectly identified as
an isolated intermediate. Further, your letter states that this misidentification is sufficient to
delete the chemical from the HPV Challenge Program, and cites that testing of this material would

be moot and unnecessary given the health or environmental fate of this type of chemical. EPA
has reviewed the supporting documentation that Hercules provided. Before a final determination
can be made, additional information/clarification on the manufacturing process is needed as
follows:
1.

In Attachment 3, a detailed explanation on how the Fatty Acid Chloride (FAC)
intermediate is transferred to the “holding tank.” Is this a mechanical, gravitational
or manual process?

2.

Are the manufacturing and transfer processes enclosed at all times with respect to
the FAC intermediate?

3. The intermediate is identified as a hydrogenated substance, but the hydrogenation
process is omitted in the discussion in Attachment 3. At which point is the
hydrogenation performed?

4.

Why did the company report for this substance under the Inventory Update Rule
(IUR) in 1998 and 2002? Was any amount of this substance ever sold or was it all
consumed on site?

intemet Address (URL) « http://www.epa.gov
Recycled/Recycliable «Printed with Vegetable Oil Based inks on Recycled Paper (Min

m 50% Postcc content)
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Please submit the additional information requested to Diane Sheridan, U.S. Environmental
Protection Agency, EPA East - Mail Code 7405M, 1200 Pennsylvania Avenue, N.W., Washington, DC
20460, or (sheridan.diane@epa.gov) . The Agency will review the requested information and respond
accordingly. :

We will post your letter, accompanied by our reply, on the ChemRTK website as soon as
possible. Should you have any questions pertaining to this response, please contact Diane Sheridan at
(202) 564-8176. If you have general questions concerning the HPV Challenge Program, please submit
them through the ChemRTK website (www.epa.gov/chemrtk) comment button or through the TSCA
Assistance Information Service (TSCA Hotline) at (202) 554-1404. The TSCA Hotline can also be

reached via email at tsca-hotline@epa.gov.

Sincerely,

Jim Wildis, Director
Chemical Control Division

cc: AR-201
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201-15852
BHERCULES Fecoareh Congr

500 Hercules Road
Wiminggon, DE 19608-1589
(302) 995-3000
January 18, 2005 www.herc.com
' R
Ms. Karen S. Hoffman by
U.S. Environmental Protection Agency 3 9w
7405M USEPA Headquarters, Ariel Rios Building ) gg
1200 Pennsylvania Avenue, N. W. £ —im
Washington, DC 20480 =z rg r<r1
-_—
Dear Karen: >

This Is a follow up to several communications that we have had regarding Hercules’ HPV
Challenge commitment to CASRN: 68955-37-3; acid chlorides, taliow, hydrogenated. Hercules had
sent a memo to Mr. Charlie Auer on 21-Apr-04 (see Attachment 1, your doc #201-15258) regarding
status of this HPV chemical. In response, you sent an e-mail date 23-June-04 (see Attachment 2)
indicating that the information Hercules sent to Mr. Auer was not relevant to CASRN 68855-37-3.
relevant to this HPV substance. You are correct and | apologize for the confusion. Please disregard
our 21-Apr-04 letter to Mr. Auer as it is not relevant to CASRN 68955-37-3, but rather to the end

product produced from that intermediate.

After further research into the guidelines and intent of the HPV program, as well as review of our
own manufacturing process for CASRN 68955-37-3, Hercules respectfully wishes to withdraw its
commitment to test this material. Our reasoning is based on two arguments:

1. Hercules feels that it was incorrectly identified as an isolated intermediate. You will find in
Attachment 3, a brief description of the manufacturing process we use to make this
intermediate. While it is indeed, a chemical intermediate, it is not stored, isolated or
removed from the manufacturing equipment. As such, there is little or no potential for health
or environmental exposure.

2. While Hercules feels that reason #1 is sufficient to delete this chemical from the HPV
program, we also provide additional information which we hope will help convince EPA that
testing of this material would be moot and unnecessary given the health or environmental
fate of this type of chemical. We offer this additional information as Attachment 4.

Thank you in advance for your review and consideration in this matter. Please feel free to
contact me if you have any questions or comments on this information we have presented.

Sincerely,

G. L. McCallister
Director, Regulatory Affairs

GLM:clj
Attachments

FAC1_HPVistter doc/1-2

HER 30005RC



Attachment 1

A0I- 15258

Hercules
NHERCULES incorporaied
500 Hercules Road
Wiimington, DE 19808-1589
(302) 996-3000
www.herc.com
April 21, 2004
Administrator
U.S. Environmental Protection Agency @
P.O. Box 1473 £
Merrifield, VA 22116 = 3
Attn: Chemical Right-to-Know Program : ) 5
e’ R =
RE: Attached letter from Mr. Charles Auer regarding unsponsored chemical =5 .55
&
[~

Dear Administrator,

Enclosed Is a copy of a recent ietter we recelved from Mr. Charles Auer regarding our
participation in the HPV Program. In that letter, Mr. Auer indicates that we have not submitted
a test plan for a chemical to which we had originally committed. The chemical is identified in the

attachment to that letter.

Please be advised that shortly after. we had sent out commitment to EPA in the Fall of
1999, we formed a consortium with several intemational partners and agreed to sponsor this
chemical under the ICCA HPV Program. Also enclosed is a copy of the letter that was sent to
Mr. Auer in the Fall of 1999 describing that commitment, the consortium members and the

chemicals they were sponsoring.

That program is well advanced at this point in time. SIDSdmuerbMprepamlm | trust
this satisfles your immediate concems. Shoudyouneedaddlﬁomlwamaﬁon.plmdomt
hesitate to contact me.

Sincerely,
G. L. McCallister
Director, Regutatory Affair
GiM:cl
Enclosures
2004lotters.doc/d
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i UNITED STATES ENVIRONMENTAL PROTECTION AGENCY

(“ ‘5 WASHINGTON, D.C. 20460

MR T2 o

Mr. G.L. McCallister
Hercules Incorporated

1313 North Market Street
.Wilmington, DE 19894-0001

Dear Mr. McCallister:

1 want to personally acknowledge and thank you for your commitment to the High
Production Volume (HPV) Challenge Program. Participation in the HPV Challenge Program has
exceeded EPA’s expectations and, although the success of the program has been significant,
there are & number of commitments that have not yet been met and are considered late.
Preparations are underway for release of the HPV Challenge Program Status Report in May,
2004. The HPV Chalienge Program Status Report will identify those sponsors whose
commitments are overdue.

- - Our fecords indicate that your organization has sponsared the chamical(s) listed in the
attached table for a start year of 2003 or earlier but robust summary and test plan information has
not been recsived by the Agency. The commitment start year indicates the year of the Program in
which spansors agreed to begin the evaluation of each chemical by submitting robust sumnmaries
of existing data and a test plan showing how the sponsor plans to fill any data gaps. Under the
HPV Challenge Program, all test plans and robust summary submissions should be submitted in
the year indicated. Any needed new testing on the HF'V chemicals in the HPV Challenge
Program is to be completed by the end of 2004 with all data to be made available 1o the public by
2005. So that the Agency may maet its HPV Challenge Program’s objectives, we aro no longer
mepmgchmgeswsmtymmdemmmmmfnlﬁnedmmdmdm

Whie we are not accépting changes to start years, the Agency does expect sponsars to
uphold their commitments and submit test plans and robust summaries as soon as possible. 1Ifno
test plan/robust summary submission is received before the end of 2004 for these commitments,
then the Agency will consider these chemicals as “orphans™—or unsponsored. Chemicals ot
volmmﬂysponmedmme}WVChnmchmmmnbmmchdmfmmmmds
Section 4 of the Toxic Substances Control Act (T: Sca). - . : _

imemet Address (URL) « hitp/www.epa.gov
Retychd/Recyciabie sPrinted with Yegstable Off Based inks on 100% Postconsumer, Process Chionine Free Recycled Paper



The Agency \mdessmds'ﬂmtomtime,ﬁravmiuy of reasons, sponsorship plans may
change;howm,itisimmnbatuponspwmofmmuwmmimmsbupdmthew 0
that its records may accuzately reflect the current commitment status. Information should be sent’
to:

Administ
US Environmental Protection Agency
P.0.Box 1473 '

Merrifield, VA 22116
Attention: Chemical Right-to-Know Program

or throngh e-mail at: appt.ncic@epe.gov and chem.fk@epa.oon by April 30, 2004. Please note
M"mcmwomemﬁninngﬁdenﬁdBudmmfomnﬁm(Canmbem
to the above address or through e-mail.

lfyonhsvemyquesﬁonsotconoqm.pleaseoommunmofmymﬁ'at
202-564-8163. Thank you. '

Sincerely,

Chaxles M. Auer
OﬁNofPouuﬁoanmﬁmdeoﬁa

H
Eﬂmﬁcmﬂc%”’o‘ommp
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Hercules Incorporated — Overdue Commitments

CAS Number

9% Collective Index Name

Start Year

68955-37-3

Acid chlorides, tallow, hydrogenated




GLOBAL PRODUCERS OF AKD

Dr Petar Ungehaver

Tel: +40-00-28556-1341 Verbend Tegowa
Fax: +40-80-2588-1342 Korlstralie 21
o-maik: Ungehsuer@VCi.de D-60329 Frankfurt

U.8. Environmental Protaction
401 M Str., 8.W. (7405 Rm E 403)
Washingion, DC 20480

USA

November 30 1809
Unglobooy

ICCA-Commitmant I US HPV Challenge Program
Dear Ms Aver

Pleass find snclosed for your infonmation the commitment of the task forpe “Global

Producers of AKDF" 1o sponeor Alkytkeiendimer (AKD) in the frams of the ICCA-HPV-
Inftative.

The task force represents ths following companiss:

» BASF Akiisngeselischaft
EKA Chemicals AB
o Hercules BV
e Kemira Chemicals Oy
. NOF Corporation

Raisio Chemicals Oy

Would you be 30 kind to send us an acknowladgement that AKD is no longer directly a
subject of the US-chailenge program.

Yours sincerely -
Global Producers of AKD Enclosurs

Dr. Peter Ungehsuer




GLOBAL PRODUCERS OF AKD

e ¢ ¢ ¢ @

Dr Peter Ungeheter
Tol:  +40-80-2858-1341 Vebend Tegews
Fax: +40-00-2556-1342 Kayistralis 21
omal: Ungshauor@VCl.de D-80329 Framkfunt
Fax +32-2-678-7332
Mr Siva Bushane Reo
Chemical Resources Unit Manager
Ewopean Chemical Industry Council
{CEFIC)

November 30 1800

Ungloblons

ICCA Commitment for Alkyiketendimer (AKD)

Dear Mr Bhushana Rao

On behalf of $e producers of AKD in the US, Europe and Jepen, namely the
companies

»  BASF Akflengeselischait
EKA Chemicals AB
Hercules BV
Kemira Chemicals Oy
NOF Carporation
Raisio Chemicals Oy

we would like to inform you thet the above mentioned companies have formed a
consortium called

"Global producers of AKD”

10 commit themselves to the ICCA HPVC program for AKD,




® ¢ ° ¢

GLOBAL PRODUCERS OF AKD

Or Pelar Ungsheuer

Tel;:  +40-00-2588-1344 Veiband Tegewa
Fax : +40-00-2388-1342 KarlatraBie 21
omall  Ungehetss@QVCl.de D-60329 Frankiurt

Fax +1-708-741.6068

November 30 1069
Unglot/oos

ICCA Commitment for Alkylkatendimer {AKD)

Dear Mr McEldowney

On behalf of the producers of AKD in the US, Europe and Japan, namely the
companies )

. BASF Aktlengeselischaft
EKA Chemicais AB
Heorcules BV
Kemira Chemicals Oy

NOF Corporation
Ralsio Chemicals Oy

we would like t inform you that the above mentionsd companies have formed a
consorium called

"Global producers of AKD"

o commit themseives o tha ICCA HPVC program for AKD,




* # o &

GLOBAL PRODUCERS OF AKD

Dr Peter

Tol: muww 1341 Veiband Tagewe
Fax ;: +49-89-2558-1342 - Kachlraie 21
o-mail Ungeheuss@VCl.de D-80329 Prankfurt

Fax: +81-3-3580-0764

Mr Masatoshi Ogura
Ganeral Manager
T&FmehrlocA

November 30 1000
Unglob004
ICCA Commitment for Alkylistendimer (AKD)

Dear Mr Ogura

On behaif of the producers of AKD In the US, Europe and Japan, namely the
companies

. BASF Akliengasefischaft
EKA Chemicals AB
Hercules BV
Kemira Chemicals Oy
NOF Corporation
Raisio Chemicals Oy

mmmwmmmmmmmmw.
consortium cailed

*Global producers of AKD"

to commit themselves to the ICCA HFVC program for AKD.




2
The commitment covers the foliowing individuel substances which wift be tandied
as a family '

10128-88-8 | 4-heptadecylidens-3-hexadecyiamtan-2-one
42272-70-8 | 4-pantadecytidene-3-tstradecyloxeian-2-one

$8000-16-9 (WWHMMMM\-
2-one

65300-656-7 | Fatly acids, taliow, hydrogensied, dimers, diketens
deiivates

68556-25-2 | 1,9-Octadecadien-1-one, (2)-, dimer

84989-41-3 |2-Oxstanone, 3-C12-18-aliyl-4-C13-17-alkylidens derivs.
94100-14-5 | Z-heptadecylidene-4-hexadecyioetan-3-one

88246-87-8 | 2-Oxetanone, 3-C14-16-alkyl-4-C15-17-akylidene derivs.

The necessary testing will atast in the year 2000.
The undersigned will act as contact point.
Kind regards

Global Producers of AKD

Dr Pater Ungeheusr

Vice-Divecior Ansocielion TEGEWA .Y,




Attachment 2

Hoffman.Karen@epa To gmwalwteﬂ@herawm

mall.epa.gov cc: cjenkins@herc.com, rhartgrove{Bherc.com

Subject: Question conceming your letter to EPA Administrator re: CAS
06/23/2004 02:00 PM 68055.37-3



Dear Mr. McCallister:

We received your letter of April 21, 2004, (see attached pdf file
below) in response to a letter from Charles Auer concerning Hercules'
sponsorship of CAS 68955-37-3. In your letter, you attached a previous
letter sent in the fall of 1999 giving a list of your chemicals that
were now going to be sponsored under the Global Producers of AKD through
the ICCA program.

However, CAS 68955-37-3 is not included in this list.

In order that we can correct our records, please respond to this
question as soon as you can via email to me and clarify whether Hercules
intended for CAS 68955-37-3 to be included with the list of chemicals
that were to have gone to the Global Producers of AKD.

Thank you for your prompt attention to this matter.

Sincerely,

Karen Hoffman

----- Forwarded by Karen Roffman/DC/USEPA/US on 06/23/04 12:41 PM ~———-

NCIC HPV
_ Sent by: Michael To: Barbara
Leczynski/DC/USEPA/USREPA, Vanessa
‘ Ofner Williams/DC/USEPA/USGEPA,
Larona .
Washington/DC/USEPA/US@EPA,
Karen

Hoffman/DC/USEPA/US@REPA, Karen
Boswell/DC/USEPA/US@EPA,

05/11/04 01:53 PM Diane
Sheridan/DC/USEPA/USGEPA, Peter
Wendolkowski/DC/USEPA/US@EPA,
Deena Vann/DC/USEPA/USREPA,
: Jeffrey
Taylor/DC/USEPA/USQEPA, Karen

Lannon/DC/USEPA/US@EPA, Renece
Kearney/DC/USEPA/US@EPA,
Jim Alwood/DC/USEPA/USSEPA
cc: :

Subject: Hercules (201-15258)
- " Commitment Scanned Files

This e-mail contains the following commitment letter, which was received
from Hercules Incorporated.

1. The .gif format of the following item is attached:



201-15258 = c15258a.9if
¢15258b.gif
cl5258c.gif
cl5258d.9if
cl5258e.9if
c15258f.gif

cl5258g.gif

cl5258h.gif

cl15258i.gif
2. The .pdf format of the following item is attached:
201-15258 = 201-15258.pdf

There are 10 files attached.

(See attached file: c15258a.gif) (See attached file: c15258b.gif) (See
attached file: ¢15258c.gif) (See attached file: cl15258d.gif) (See attached
file: ¢15258e.gif) (See attached file: c15258f.qgif) (See attached file:
c15258g.gif) (See attached file: cl15258h.gif)

(See attached file: cl15258i.gif) (See attached file: 201-15258.pdf)

Please contact me if there are any questions or comments regarding these
attachments. Thank you.

Michael Ofner
Contractor for EPA

B R R RRERERE B
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Attachment 3: General Info n R M i

Hercules manufactures tallow fatty acid chlorides via halogenation of tallow fatty acid using
phosphorus trichloride. The fatty acid chloride (FAC) intermediate is pumped into four tanks to
separate by-products. Excess phosphorus trichloride is removed, organic and aqueous layers are
separated, and the FAC intermediate is transferred to a process holding tank. The intermediate
resides here, on average, only an hour or so. It is important to note that this not a storage tank as
such but rather a “wide spot” in the manufacturing process prior to manufacture of the ketene dimer
AKD via a semi-continuous process.

The FAC intermediate is semi-continuously removed from the holding tank into a reactor to make the
final dimer product. The FAC is contained within contiguous tanks and transfer lines throughout the
process. There are no steps that physically isolate or remove the intermediate from the process.

An estimated 40,000 pounds of dimer product may be produced during a single shift; thus the
contents of the “holding” tank are quickly tumed over. Hercules does not move the FAC intermediate
from site to site. All FAC manufactured at a given site is consumer at that site.

Hercules considers this substance as a non-isolated intermediate with essentially no exposure. Thus,
we feel it is not subject to the HPV program.

FAC1_HPVietter.doc



Attachment 4: C | and Environmental F Acld Chlo

The fatty acid (FA) from which CASRN: 68955-37-3; acid chiorides, tallow, hydrogenated, is
generated is typically a mixture of C16 and C18 saturated (stearic and palmitic acids). Below is a
diagram of a typical FA chioride, stearyl chloride in this case: CASRN 112-78-5.

Hs C/V\N\/\/\/M C|

Research indicated that FA chlorides will hydrolyze readily in the presence of moisture to hydrochioric
acid and the corresponding fatty acid (see attachment 5: Bauer. S.T., and Curet. M.C., Journal of the
American Oil Chemists’ Society, Feb., 1947, The Hydrolysis of Fatty Acid Chlorides). This research
indicated that stearyl chloride and pamityl chloride hydrolyzed almost completely within 4-5 hours.

Hercules argues that this hydrolysis will occur regardiess of whether the FA chioride was introduced
into the environment (such as waterways) or into a biological system (such as ingestion by an animal).
- Thus, the healith and environmental effects of this fatty acid chlorides (and probably most other fatty
acid chlorides) are determined by the health and environmental fate of the hydrolysis product. The
health and environmental effects of hydrochloric acid are reasonably well known and predictable. The

fatty acld hydrolysis products, stearic and palmitic in this case, are common fatty acids with many
industrial and food uses, and are themselves, listed as HPV chemicals.

Thus, Hercules argues that the health and environmental effects of this specific HPV substanoe.

CASRN 68955-37-3, will have already been established by virtue of known effects from hydrochloric
HPV summaries prepared for stearic and palmitic acids.

FAC1_HPVietter.doc
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/  The Hydrolysis of Fatty Acid Chlorides |
S. T. BAUER and MAIZIE C. CURET '

muam Ressarch Laberatory*’

the course of the preparation of a series of syn-
thetie glycerides of known molecular configuration
it was necessary to store the acid chloride (1) in.
termediates for various periods of time. The freshly
distilled acid chlorides were stored in sealed glass
ampoules. and analyzed prior to use. After several

months of storage under these conditions no appre-
realized,

ciable hydrolysis conld be detected. It was
however, that under eommereial conditions of storage
more or less hydrolysis might occur from the

of moisture, and it appeared advisable, therefore, to
determine the relative rates of decomposition of the
more commonly used saturated and unsaturated fatty
acid chlorides,

A search of the literature revealed little informa-
tion on the relative rates of hydrolysis of acid halides.
Hea of hydrolyets of anetsT ehloriie, cLloreceY dhin
ties o is of acetyl chlo oroacetyl chlo-
Begres of Mgarolysis wes. deteratiacd by mosuring

was de n > 4
the extent of of the reaction products into
water and tolueme at 25° C. and 45° C. These in-
vestigators reported that hydrogen ions do not cata-
lyzs any of the hydrolytic reactions of the chlorides,
which would indicate that the mechanism of hydroly-

3 One of the laboratories of the Burean of Agricultaral and Industria]
ﬁ-l-:tr‘y,,‘ Agricultursl Research Adminletrstion, U. 8. gnsanl of
Agrien! .

- would be Improvement in
" emmes and t-of markets for

1944). §
i (l.hoh.l.'~lllm&!~3.h.h.0&.‘.l

Attachment 5

of the various fatty acids present. Gr_nhm-d
are quite sa sud uniform in their set ity
For example, icid would be ‘de
girable in eertain cases whi !ofrrmm., srystallé

rated acids ob as by-produets

The author wishes to acknowledge the assistand
obtained from the n:subliﬂud summaries an(
specifieations contributed by the scientists and oc
panies who have participated in the synthetie rub
program.,
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boundary between the two lignid phases at
which were determined by diffusion of the resetar
and reaction products across the interfacial boung
The rate constants were found to inerease with #
creasing coneentration of acid halide. The hyd
chlorie acid formed during hy: was found
exert no ecatalytic action. Conieal were said
favor the hydrolysis, ’ '
i T it o e b
o er fa ts wel
made to determine the hydrolysis & number ¢
saturated and unsaturated fatty acid ehlorides whe
shaken with water for varying periods of time.

Purification of the Fatty Acids
rification of ¢ ids and Preparation
Faity Acid CMorides. The saturated and unsaturate
fatty acids, with the exception of octanocie and de
anoie, were purified by the method described M
Bauer (1). Commersial preparations of octanoie

v o 29 P800 Eh o

n
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di. TABLE 1
vity, Hydrolysls of Satarsied Posty Acid Ohloriden
d.'. = Tatiy seld chlorides
ol : Octaneyl| Deasney] Laurpt | Myrietsi] Patmitsd | Seearyt
ttn aoehe Melo% | Mol%s | Mete%
Moo % | Mole% | Mates
wakydre-|sakyd-o-
e - snhytre-| unhydre-luahydre- \wo-
ringll o X 4 | 958 [ 590
h ] 990 STl il i ] me | 1S
' ¢ ._.“‘"'_,.j e | s63 | %40 | vo3 | a3 44
T ] Gan | T8 | 802 | st | 13 3
al | Mo | B NS S| N3 on
G :g::: ha e | oss | 4oa 17 13
il $08err] o'y 453 557 | sva 20 os
an Wy o | 448 | 824 | 238 21 13
207 | a7 | 454 | 283 Y 18
8g oy | 4 | 100 Fr —
. o 27.4 a4 voveer e
ol s &3 o o
] 108 34 | -
........ mos] s¢ | o | X
; Tl 1990 e | e | D
il I 1 e | e Vo
asids were fractionally distilled, and that

ides were prepared by reaction of the
w with a suitable chlorinating agent accord-
ok’ to previously described methods (1). The asid
distilled and sealed in glass smpoules
ol used. The purity of each was deter.
4 mined by weighing a one-gram ssmple of the acid
e ol ehlexide into & 50-ml. glass-stoppered Erlenmeyer
flask to which was added 20 ml of a 20% aniline-
#hér solation. After the reaction was completed, 2
ml:“ef eoncentrated hydrochlorie acid was added to
eonvert the excess aniline to the hydrochloride. The
other was removed by evaporation on the steam bath
and the aniline hydrochloride and mineral acid were
yemoved by washing the anilide repeatedly with dis-
mm;mmhttyuigmtent,.o!m

‘illide solution was determined by dissolving
i ides used.in this work indieated a
better on the assumption that free

impurity present.
y Acid vdes, A por
ik doppered ‘Erisumeyer
)

on a mechanical agitator, A
flask and 5 ml. of dis-
pipette. The agitator

The free fatty acid content of the anilide-fatty asid
mixture was determined by titration with one-tenth
normal sodium solution. Bines any free
fatty acid which may have been present in the origi-
nal chloride is titrated along with that produced by
hydrolysis, the observed value of the latter must be
corrected by subtraction of the previously determined
value for the former.

TABLR 3
Hydrelysls of Uasaturated Falty Acid Ohlerides
Patty acid ehlorids
Time Rlaldyl Oleyl Linelen
Mizates Mol % Mot % Mele %

uahydre- uahypdre- uakydre-
Tysed yeed Tyl
& e Y ”3
18, s 9.9 80.8
0. ni %3 4
. 88, 8.0 7.8 78.0

180, 7.4 9.9 %o -
180, 711 1.8 0.8

340. [ Y] 10.9 48

200, 0.4 %0y uf
380, 4429 ns “ue
4390, Y] N3 a4
720 129 148 [,
lm 3 s ot
1880 ot iT7e -
'mo........._...'" o Y oy oy

In order to eompare the relstive rates of hydrolysis
of the acid chlorides it is necessary to express the
results on & mole percentage basis. This may be done
by means of the following equation :

Mole per osnt of wnkydrolysed acid chloride equals

moles original acid chloride ~ (moles NaOH — moles free

w:-w-

_ (mL NaOH X normality
M. W. ehloride

1000

W.—w. .
M. W, chleride

acM in the origival sample of
?:bhlhoblh.

1488 (X ¢ - 154 833 8.00 33.81 488 a1 588
...... 15.04 587 X 214 730 1.1 .56 3.10 111
1529 4.98 8.00 1 [ 858 .11 1.04 S48
is.2s 808.° 174 189 .51 futed 118 S48 s
.88 441 198 .51 1148 . 209 [ 5.0
Jong 877 1.8 53T - onsse o 180 . .00
vommes o 178" .38 — oot 1.9¢ — e
. - 1.98 239 -y oo 1.50 [, -
oonene - 188 313 ponng g 1.00 v e
seaeresne ooy oo ‘199 338 ovnene R, *9.89 ovens PO,
p— . %a 348 — . s | oeame
“stonn o . weeten osee ovrone avaese
——— e —— 138 ﬂ% — r— 48 o ot
e L aveses 184 .3 o cmese snenes sevsen e
detormined enly to peint of sppareat oy :
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l;x:.k Hydrolysis of saturated seid chlorides in water
at 28°
Discussion of Results

Data relative to the hydrolysis of the chlorides of
the even-numbered saturated fatty acids from caprylic
to stearie are given in Tables 1 and 3 and graphically
in Figures 1 and 3. It is evident from the curves in
Figure 1 that of the chlorides investigated lauryl
chloride is the most resistant and stearyl chloride the
least resistant to hydrolysis. Stearyl chloride was
essentially completely hydrolyzad after shaking with
water for two hours at 25° C., whereas lauryl ehloride
was hydrolyzed to the extent of only 21% under the
sams conditions.

iments in which weighed amounts of acid
chlorides were shaken with 0.1 N hydrochloric acid
solution showed that the hydrogen ion had little if
any effect on the rate of hydrolysis. Addition of small
amounts of Iree Iatty acids to the acid chloride prior
to hydrolysis likewise appeared to have no effect on
the rate of decomposnition of the chloride.

Data with reference to the hydrolysis of the un-
saturated fatty acid chlorides are given in Tables 2
and 8 and graphically in Figures 2 and 4. It is ap-
parent from Fligure 2 that elaidyl chloride is more
resistant to hydrolysis than either oleyl or linoleyl
chlorides. The linoleyl and oleyl chlorides hydrolyze
at approximately the same rates during the first hour,
but thereafter oleyl chloride hydrolyzes more rapidly
than linoleyl chloride.

From caleulations of specific reaction rates (Table
3) and plots of the logarithms of concentration of
acid chloride va. time, corresponding to various times
of reaction (Figures 3 and 4), it appears that acid
chlorides undergo hydrolysis in water to a point of
apparent equilibrium. This equilibrium appears to
take place after about 16 minutes of hydrolysis for
stearyl chloride, 30 minutes for octanoyl chloride, 60
minutes for decanoyl and palmityl chlorides, 960 min-
utes (16 hours) for lauryl chloride, and 1,440 minutes
(24 hours) for myristyl chloride. The unsaturated
acid chlorides reach the point of equilibrium at 60
minutes for oleyl chloride, 180 minutes for linoleyl
chloride, and 960 minutes for elaidyl chloride.

may be advanced to

5

acid chloride and water. Further experimental
would be required to substantiate these hypotheses,

Summary
Fatty acid chlorides of

myristie, pnlmm‘dmtﬁc. oleis, elaidie, and
acids were hy at 25° C. in water and
amounts of unchanged acid chlorides

after different periods of reaction.

Contrary to expectations, the chlorides of the
chain fatty acids, palmitic and stearie, reacted at
more rapid rate than the chlorides of the shorter
tattyw{)dl. Lauryl chloride appears to be more

to
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to hydrolysis than either the chlorides of the lower
weight oatancis and decsnoie acids or the

] < the higher molecular weight myristic to

chlorides of the unsatursted scids, oleis, elaidie,
linoleie, are less rapidly than stearyl

However, elaidyl an

' d myristyl ox-
. 3ibit the samse relative rates of hydrolyais during the
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first two hours of reaction. Myristyl chloride hydro
lyzes more rapidly than elaidyl ehloride after the first
two hours.

The addition of either hydroehloris acid or free
fatty acids to the resction mixture was found to have

no pronounced effect on the bydrolyais of the acid
chlorides.
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A Study of Rancidity of Olive Oils

8. A. KALOYEREAS

an
seeds have antioxidant value for olive oil.
‘methods uved were the following:

Louisiana State Usivensity, Batea Reuge, Leuislana

, ’l‘hokréin(?)teutwhichinba'ndontham
in raneid fats of epihydrin aldehyde, an oxidation

in ether, :
Fellenberg (3) test based on the presence of alde-
hyduinthoox(id)isedhu Vi:nhlueol:ndl’op:foo (4)
test based on the presence of peroxides and oxides
development of rancidity.
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